Two novel α-oxoamides, salaramide A (1) and its homologue salaramide B (2), were isolated from the Madagascar marine sponge, Hippospongia sp., collected in Salary Bay, north of Tulear. The structures of 1 and 2 were elucidated by interpretation of mass spectra, 1D and 2D NMR spectra, and confirmed by chemical transformation.
Marine sponges are known to contain secondary metabolites with unique structures, many of them exhibiting various biological activities [1] . α-Oxoamides have not been reported to our knowledge in marine sponges and never found in the genus Hippospongia [2] . In our continuing studies to discover bioactive compounds from marine organisms [3] , two new α-oxoamides, designated salaramide A (1) and its homologue salaramide B (2), were isolated as an inseparable mixture of 1 (main compound) and 2 (minor compound) as an oil from the Madagascar sponge Hippospongia sp. (phylum Porifera, class Demospongiae, order Dictyoceratida, family Spongiidae).
Inspection of the EIMS [m/z 373 (M + )], FABMS [m/z 395 (M+Na) + ] and 13 C NMR spectra of compounds 1 and 2 established for 1 the molecular formula C 19 H 35 NO 6 (HREIMS 373.2460, Δmmu +3), corresponding to three degrees of unsaturation, which were attributable to three carbonyl resonances. The 13 C NMR spectrum showed three carbonyl resonances, suggesting the presence of a ketone (δ 198.7), a methyl ester (δ 173.3) and an amide (δ 160.9). In addition, the 13 C NMR spectrum also showed a quaternary oxygen bearing carbon atom at δ 77.0 (s), an oxymethylene group at δ 65.2 (t), and a methylene bearing nitrogen at δ 42.9 (t). HMBC correlations ( Figure 1 and Table 1 ) established the functionalized "left" half of the molecule, namely, a N-α-oxoacyl methyl 2,3dihydroxy-2-methylene-amino propionate. The second half of the compound (the acylating part) consists of an aliphatic carbon chain, resonating at δ H 1.25-1.28 and δ C 28.9-29.5. The length of the chain was established from the MS data.
Finally, the weaker peak in the FABMS at m/z 388 (M+H) + indicated the presence of compound 2, the higher homologue of 1 . Compounds 1 and 2 In an attempt to separate salaramide A from salaramide B (1 and 2) , the mixture was submitted to microacetylation. According to the MS, 126 mu were added to 1 (m/z 499 (M + ) suggesting the unexpected introduction of three acetates (42 x 3 mus). The latter three acetates were confirmed by proton NMR signals at δ 2.08 (s, 3H), δ 2.10 (s, 3H) and δ 2.29 (s, 3H). The structure determination was achieved from the HMBC experiment ( Figure 2 ). Accordingly, it was found that the tertiary alcohol, as well as the enolate of the α-keto group, were acetylated (δ 6.43, J = 6 Hz, H-3; 79.1 s, δ 128.5 d, 139.9 s). The transformation of an α-ketoamide to enolacetate is rare, but was reported earlier for an α-oxolactame [5a] . From a biogenetic point of view, to the best of our knowledge, the salaramides are unique aminodihydroxyisobutyric acid derivatives, the amino analogue of the naturally rare trihydroxyisobutyric acid [5b].
Experimental
General: NMR spectra were recorded on Bruker ARX-500 and Avance-400 spectrometers. MS and HRMS measurements were recorded on a Fisons, Autospec Q instrument. 
Extraction and isolation:
The freeze-dried sponge (60 g, dry weight) was exhaustively extracted with chloroform/methanol (1:1, v/v) at room temperature. The crude extract (1.6 g) was separated on Sephadex LH-20, eluted with MeOH/CH 2 Cl 2 /light petroleum (1:1:2, v/v/v), followed by silica gel chromatography, to afford an inseparable mixture of salaramides 1 (main compound) and 2 (minor compound) (3: 1), as an oil.
Micro-acetylation:
The mixture of 1 and 2 (2 mg) was acetylated with pyridine/Ac 2 O (2 drops) at room temperature overnight. After removing the reagent in a nitrogen stream, the product was taken through a small silica gel Sepac column to yield an oil. 
